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previously evacuated chamber by glow discharge from a gas stream that includes a volatilized 
organosUicon component, an oxygen component, and an inert gas component 
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EP 0 469 926 A1 

The present invention relates to the deposition of sDicon oxide based films, and more particuiarty to the 
plasma enhanced depositbn of sQicon oxide based thin films on substrates providing gas transnission baniers 
and useful for packaging applications. 

This application is a continuatbn-in-part of pending serial number 07/426.514, fDed October 24, 19B9, that 
5 Is a continuation of 07/073,792. fOed July 15, 1987, now abandoned, of common assignment herewitti. 

Rasma polymerization has been a known technique to fonm fOnns on various substrates. For example, mixt- 
ures of sllane with or without oxygen, nitrous oxide or ammonia have been plasma polymerized to form sQicon 
oxide films. However, silane has a repulsive odor, can be irritating to the respiratory tract and is pyrophoric and 
corrosive. 

10 Some attention turned from silane to the deposition of organosOioon fOms from plasmas. Shanna and 
Yasuda, Thin Solid Films, 110, pages 171-184 (1983) reviewed the preparation of films from several organosi- 
licon compounds in which silicon based polymers were deposited and described the plasma polymerization of 
tetramethyldisiloxane by a magnetron glow discharge with the addition d( oxygen gas. The filn^ so formed were 
reduced In cart)on to silicon ratio with respect to the organosDicon starting material, but still retained a significant 

IS amount of carbon. However, the incorporation of oxygen in the feed mixture, despite silicon enrichment of the 
film, resulted in poor polymer adhesion. 

Sacher etal., U.S. Patent No. 4,557,946, issued December 10. 1985 describes use of plasma polymerized 
coatings from organosOioon compounds to fonn a moisture banner on the substrate by heating the substrate 
and controlling the plasma power level. Wertheimer ^ a1., U.S. Patent No. 4,599,678, issued July 8, 1 986, dis- 

20 closes use of an organosilicon in a glow discharge to coat thin fQm capacitors when these substrates are heated 
to a temperature in excess of 50** C. 

in general, the films formed from organosilicons have typically been formed at a relativeiy low deposition 
rate (as con^ared with, for example, sputtering), have tended to be soft, and often have been hazy. The require- 
ment that the substrate be heated, as in Sacher et al. and Wertheimer et al., is also disadvantageous for some 

25 substrates. 

A further problem with use of organosilicon compounds in plasma enhanced deposition has been the vari- 
ation in polymerization condffions and lacic of control during the deposition. The traditional method used to con- 
trol plasma processes has been the use of power, pressure and flow to monitor and attempt to control the 
process. However, these three variables represent inputs and do not accordingly control the thin filnDs being 

30 produced. As a consequence, the scale-up of such a process is extremely complex. 

Films with reduced permeability to vapors such as water, oxygen, and cart)on dioxide are useful for a variety 
of applications, one of which Is to package foods. Such films are typically composites of materials. For example, 
one layer is often a flexible polymer, such as a polyethylene or polypropylene, while another layer Is coated 
on or coextiuded with the one layer and serves as a banier layer. Bam'er layers can generally be viewed as 

35 substantially organic based or substantially Inorganic based. 

Inorganic barrier coatings typically are advantageously inert. These inorganic coatings can be produced 
as thin layers in vacuum deposition chambers. For example, U.S. Patent 3,442,686, issued May 6, 1969, inven- 
tor Jones, describes a packaging film composite in which silicon oxide coatings in the range of 0.2 to 2 microns 
are produced by electron beam evaporatton of silicon monoxide in a viacuum chamber. The patentee describes 

40 these inorganic coatings as substantially continuous. More recently, U.S. Patent 4,702,963, issued October 
27. 1987. inventors Phillips et al.. describes flexible polymer packaging films having thin films of inorganic coat- 
ings. The inorganic coatings are silicon dioxide or monoxide in which at least chromium, tantalum, nickel, molyb- 
denum, or oxides of these materials are co-deposited and are said to serve as an adhesion layer and assist in 
lower gas and vapor pemneability. L.ayer thickness of 1000 A and 2500 A are exemplified and produced in a 

45 roll coating machine with vacuum deposition chambers. 

However, the barrier coatings described by U.S. Patent 3.442,686 have oxygen transmission rate proper- 
ties on the order of about 0.2 cc/IOOin^/day and water vapor transmission rate properties on the order of about 
02 g/IOOin^/day. The packaging films exemplified by U.S. Patent 4,702,963 have somewhat better bamer 
properties, but are on the order of having oxygen transmission rate properties of about 0.17 cc/IOOIn^/day and 

50 water vapor transmission rates of about 0.07 g/1 OOin^/day. These values are st9l higher than could be desired 
since there are many applications in the food, beverage, and medical fields where the material being packaged 
is quite sensitive to oxygen degradation. Of course, barrier properties can be further improved by additional 
layers of different materials and/or by alumlnizing, but this leads to difficulties In an ability to recycle, with toxicity, 
and with costs. 

55 Figure 1 is a general schematic diagram Dlustrating a plasma system useful in practicing ttie present inven- 
tion; 

F^ure 2 schematically illustrates a side sectional viewof tiie plasma deposition chamber and its associated 
equipment; 
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Figure 3 is an example spectrum of the emissbn of plasma; 

Figures 4A, 4B and 4C tliustrate the bonding of components of a molecule of a gas used in an example 
plasma enhanced cheniical vapor deposition process; 

Figure 5 indudes a series of curves that Illustrate the electron energy distrit>ution in an example plasma; 
5 Figure 6 is an example energy level diagram for a single species in a plasma; 

Figure 7 Is a flow diagram for a computer program that controls plasma process Input variables in response 
to the measured plasma spectra; 

Figures 8A and 6B illustrate the use of a balanced magnetron in the system of Figure 2; 
Figures 9A and 9B illustrate the use of an unbalanced magnetron in the system of Figure 2\ and, 
10 Figure 1 0 illustrates an altemath^ connectbn to a magnetron in the system of Rgure 2 wherein the electric 
field is produced by a radio frequency generator. 

It is an object of the invention to reprodudbly deposit adherent, hard silicon oxide based thin fQms at conv 
merdaiiy feasible deposition rates on small or large substrates, preferably with preselected gas barrier proper- 
ties. 

IS In one aspect of the invention, a method of depositing an adherent, silicon oxide based thin film comprises 
providing a gas stream with at least three components, establishing a glow discharge plasma derived from the 
gas stream, or one of Its components, in a previously evacuated chamber with a flexible substrate removably 
positioned in the plasma, and contrdlably flowing the gas stream into the plasma to deposit a sQicon oxide film 
having a predetennined thickness, preferably less than about 1000 Afor thin, flexible substrates, onto the sub- 

20 strata when positioned in the plasma. A pressure less than about 0.1 Tonr is maintained during the depositing. 
The gas stream indudes a volatilized org anosll icon compound, oxygen, and an inert gas such as helium or 
argon. 

The gas stream is controllably flowed into the plasma by volatilizing the organosilicon exterior to the cham- 
ber and admbcing metered anKHjnts with oxygen and the inert gas. The control of flowing gas stream into the 
25 plasma preferably includes adjusting the amounts of components In the gas stream during the deposition in 
response to monitored values of hydrogen (alpha) to inert gas emission lines and electron temperature In the 
plasn^ The flowing control also indudes depositing the silicon oxide layer having a predetermined thickness. 

FQms of the inventfon can be controllably deposited on a variety of large or small substrates for applications 
in which a substantially inertfilm provkling good gas transmisston bamer properties is desired. It has been dis- 
30 covered that gas transmission properties are a function of film thickness and surprisingly have an optimal range 
of thickness to provide the maximal banier properties, with both thicker and thinner films outside the optimal 
range having less desirable barrier properties. 

In another aspect of the present Invention, an artide of the invention comprises a flexible polymer substrate 
defining a surface and a thin film carried by the surface. The polymer surface and a thin film together have a 
35 penmeability to oxygen gas that Is less than about 0.1 cc/IOOIn^/day and the thin film has a thickness less than 
about 1000 A, more preferably less than about 600 A, most preferably the thin film has a thickness between 
about 100 A to about 400 A and the coated surface has an oxygen pemneability of less than about 0.04 
cc/100in2/day. Such artides are useful where inert, flexible packagings with excellent vapor and gas barrier 
properties are required, such as for serum and blood bags in medical applications and for food packaging of 
40 very oxygen-sensitive foods. 

The present invention provides a method of depositing silicon oxide based films that are hard, adherent, 
substantially inorganic and have excellent gas barrier properties. Such films have been deposited in accord- 
ance with the invention on a variety of substrates (flexible and rigid] and preferably have film thicknesses less 
than about 1000 A for flexible substrates. By "flexible substrates" is generally meant those less than about 10 
45 mils thick. The very thin films provide good vapor barter properties and alttiough thicker films can be obtained, 
such are not nonmally desired for vapor barrier applications on flexible substrates. 

Choice of the flexible substrate to be coated by the invention wifl vary according to the desired application. 
For example, various flexible plasties such as pdyethyleneterephthalate (PET) or polycartjonate (PC) resins, 
useful for packaging foods, may be coated In accordance with the invention to retard oxygen, carbon dioxide 
so or moisture penmeaton. Although thteknesses of flexible substrates wOl be up to about 10 mils, the thicknesses 
are usually about 0.5 - 1 mO for food packaging applications. 

Although the process has an organosllkxin compound as a starting material, the prefen^ flims are sub- 
stantially inorganic as evidenced by bonding analysis. However, films that are silicone in nature may be prep- 
ared if desired, as further described hereinafter. The typical, substantially inorganic silicon oxide based films 
55 deposited in accordance with the invention are characterized by a high degree of crossllnking (determined by 
Fourier transform infrared spectroscopy, or FTIR). 

The inventive method is conducted in a previously evacuated chamber by glowdischarge from a gas stream 
induding at least three components: a volatilized organosilicon component, an oxygen component and an inert 
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gas component The combination of oxygen component and inert gas component with the volatilized organosi- 
iicon component has been found to greatly increase the hardness property of thin films. 

Fflms prepared either with the organosllicon combined only with oxygen or the organosQicon combined only 
with an inert gas such as helium or argon had a hardness measured by the ASTM D3363-74 (standard test 

5 method for film hardness) pencfl test of only 2 or 3. By contrast, films made in accordance with the invention 
have hardnesses by this test of about 7 to about 9+. The numbers reported are based on a scale of 0 to 10 
v/here 0 means the least scratch resistance, whOe 1 0 means there was no damage to the coating when abraded 
in accordance with ASTM D3363-74. Accordingly, thin fOms prepared in accordance with the invention are typi- 
cally harder by a factor of 2 or 3 with respect to films deposited with the volatilized organosnicon component 

10 in combinatbn with either oxygen or inert gas. 

Suitable organosiiicon compounds for the gas stream are liquid at about ambient temperature and when 
vcdatilized have a boiling point above about ambient temperature and include methyisDane, dimethylsDane, 
trtmethyfsilane, diethyisilane, propylsOane, phenylsilane, hexamethyldisilane, 1.1,2,2-tetramethyl disOane, 
bls(trlmethylsilyl) methane, bis(dlmethylsilyl) methane, hexamethyldlsBoxane, vinyl trimethoxy sllane, vinyl 

IS triethoxy silane, ethylmethoxy sOane, ethyltrimethoxy sSane, divinyltetramethyldlslloxane, divinylhexamethyl- 
trisiioxane, and trivinylpentamethyl-trisiloxane. 

Among tlie preferred organosiiicons are 1.1.3.3-tetramethyidisiloxane, hexamethyldisiloxane, vinyl- 
trimethylsilane, methyltrimethoxysilane. vlnyltrimethoxysOane and hexamethyldisilazane. These prefenBd 
organosiiicon compounds have boiling points of 71** C, lOI"* C, SS.S'* C, 102'' C, 123*> C, and 127"^ C, respect- 

20 ively. 

The volatilized organosiiicon component Is preferably admixed with the oxygen component and the inert 
gas component before being flowed into the chamber. The quantities of these gases being so admfoced are corv 
trolled by flow controllers so as to adjustably control the flow rate ratio of the gas sb-eam components. 
The organosiiicon compound and oxygen of the gas sbBam during the depositing may be, for example, in 

25 a flow rate ratio of about 1 .7:1 and the inert gas of the gas stream preferably is helium or argon, more preferably 
is helium. When the inert gas is helium or argon, then a suitable flow rate ratio of organosiiicon compound, 
oxygen and inert gas is about 1:0.6:1.2. Other flow rate ratios may be used, however, if desirable. 

In addition to the necessary organosiiicon, oxygen and inert gas In the gas stream, minor amounts (not 
greater than about 1:1 with respect to the organosiiicon, more preferably about 0.4 to 0.1 :1 with respect to the 

30 organosiiicon) of one or more additional compounds in gaseous form may be included for particular desired 
properties. For example, inclusion of a lower hydrocart)on such as propylene improves many frequently desired 
properties of the deposited films (except for light transmission), and bonding analysis indicates the film to be 
silicon dioxide in nature. Use of methane or acetylene, however, produces films that are silicone in nature. The 
inclusion of a minor amount of gaseous nitrogen to the gas stream increases the deposition rate, improves the 

35 fransmission and reflection optical properties on glass, and varies the index of refraction in response to varied 
amounts of N2. The addition of nitrous oxide to the gas stream increases the deposition rate and improves the 
optical properties, but tends to decrease the f3m hardness. A particulariy prefierred gas stream compositbn has 
20 to 40 SCCM organosiiicon. 20 to 40 SCCM O2. 40 to 60 SCCM He. I to 10 SCCM propylene and 5 to 20 
SCCM N2. 

40 In practice of the inventive method, a glow discharge plasma is established in the previously evacuated 
chamber. This plasma is derived from one or more of the gas stream components, and preferably is derived 
from the gas stream itself. The desired substrate is positioned in the plasma, preferably adjacent the confined 
plasma, and the gas stream is controllably flowed into the plasma. The substrate is preferably conveyed into 
and out of the plasnrta adjacent the confined plasma for a sufflctent number of passes to obtain the desired fSm 

45 thickness. 

The inventive method is preferably practiced at relath^ely high power and quite low pressure. Thus, for 
example, most of the fflms have been prepared at about 1 ,000 watts (40 kHz), although fDms have been prep- 
ared at 375 watts (1 3.56 MHz), and some at 300 watts, direct current A pressure less than about 1 00 microns 
(0.1 Torr) should be maintained during the deposition, and preferably the chamber is at a pressure between 
50 about 8 to 40 microns during the deposition of film. 

The substrate is electrically isolated from ttie system (except for "elecbical" contact when in the plasma) 
and is at a temperature of less than about 80* C during the depositing. That is, the substrate Is not deliberately 
heated. 

The flow control is selective for desired flim properties, and preferably is by a diagnostics method that 
55 Includes monitoring a ratio of a hydrogen (alpha) to inert gas emission lines and an electron temperature In the 
plasma. The general vacuum system in which the inventive method may be practiced and the preferred diag- 
nostics method will now be more fully described. 

Referring initially to F^ure 1 , a system is schematically Qlustrated that includes an enclosed reaction chanv 
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ber 1 1 in which a plasma is formed and in which a substrate, such as substrate 13, is placed for depositing a 
thin film of material on It The substrate 1 3 can be any vacuum compatible material, such as metal, glass, plas- 
tics and other coated substrates. One or more gases are supplied to the reaction chamber by a gas supply 
system 15. An electric field is created by a power supply 17, and a low pressure is nruintalned by a pressure 

5 control system 1 9. An optical emission specbometer 21 g connected through an optical fiber light transmission 
medium 23 to the reaction chamber in some appropriate nr^nner to couple the visible and near visible (espe> 
dally the ultraviolet range) emission of the plasma to the spectrometer. A quartz window 24 In a side wall of 
the reaction chamber can be used to optically couple the plasma emission with the external fiber medium 23. 
A general system control 25, including a computer control portion, is connected to each of the other components 

10 of the system in a manner to receive status information firom them and send controlling commands to them. 

The reaction chamber 11 can, in the system of Figure 1, be of an appropriate type to perfonm any of the 
plasma-enhanced chenrtical vapor deposition (PECVD) or plasma polymerization processes. A more detafled 
explanation of certain components of the system of Figure 1 is gh^en with respect to Rgure 2, an example of 
the PECVD or plasma polymerizatton process being given. The reaction chamber 1 1 1s dhdded Into a load lock 

IS compartment 27 and a process compartment 29 by an isolation gate vah/e 31 . The pressure control system 19 
includes a mechanical pump 33 connected to the load lock chamber 27 by a valve 35. The pressure control 
system also includes diffusion pumps 37 and 39, and an associated mechanical pump 41 . The diffusion pump 
37 is connected to the load lock chaniber 27 through an isolation gate vaWe 43 and an adjustable baffle 45. 
Similarly, the diffusion pump 39 is connected to the process chamber 29 through an Isolation gate vah^e 47 

20 and an adjustable baffle 49. The baffle 49 Is controlled by the system control 25, while a coating process is 
being can-led out, in order to maintain the internal pressure at a desired value. 

A substrate to be coated is first loaded Into the load lock compartment 27 with the vaWe 31 closed. The 
nmchanical pump 33 then reduces the pressure most of the way to the high vacuum region. The diffusion pump 
37 is then operated to reduce the pressure further, to about 5 x Torr. The operating pressure is typically 

25 in the neighborhood of 30 microns for a PECVD or plasma polymerizatton process and is achieved by flowing 
the process gases into the reaction chamber and throttling diffusion pump 39 using baffle 49. During loading 
and unloading operations, the diffusion pump 39 maintains the deposition chamber 29 at the operating press- 
ure. Once the load lock chamber 27 is reduced to base pressure, the valve 31 Is opened and the substrate 13 
moved into the deposition chamber 29. 

30 Provision is made for moving the substrate 13 back and forth through a region 51 where a plasma is formed. 
In the example system being described, this Is accomplished by a plurality of rollers 53, preferably made of 
aluminum with substrate supporting, electrically insulated O-ring spacers. The rollers or similar material are 
driven by a motor source (not shown) to rotate about their axes at controllable speeds and thus move the sub- 
strate 13. During depositton the substrate 13 can be passed back and forth through the plasma 51 a number 

35 of times in order that the thin film deposited on the top of the substrate 13 has a desired uniform thickness. 
Alternatively and more preferably, a roll coating apparatus can be used so a one-pass coating with reproducible 
thickness is achieved. 

A magnetron Is positioned within the chamber 29, fbmied of a magnetic structure 55 and a cathode 57. 
The power supply 17 has its output connected between the cathode 57 and a metallic body of the reaction chanv 

40 ber 29. The magnetron creates an appropriate combination of magnetic and electrical fields in the region 51 
in order to create a plasma there when the proper gases are introduced Into the reaction chamber 29. The sub- 
strate 13 is maintained electricaOy isolated and is passed directly through the plasma region 51. 

The gaseous components necessary for the plasma to form In the region 51 are introduced into the dep- 
osition chamt>er 29 by a conduit 59. A tube (not shown) having a plurality of gas supply nozzles along its length 

45 is positioned across the width of the chamber 29 (In a directton into the paper of Figure 2) at the position where 
the conduit 59 enters the chamber. That gas flows within the deposition chamber 29 from the supply tube to 
the diffusion pump 39, as shown in dotted outline in Figure 2. It was found preferable to introduce the gas on 
the sk!e of the plasma region 51 that is closest to the pump 39. However, more than one diffusion pump 39 
can be utflized with gas introduction being substantially equidistant from the pumps. A pair of baffles 61 and 

50 63 on either side of the magnetron can help to confine the gas flow to the plasma region 51. 

A particular gas supply system 15 that is connected to the conduit 59 depends, of course, on how many 
gases are being combined and their nature. In the example of Figure 2, two separate sources 65 and 67 of 
gases under high pressure are utilized, fewer or additkinal such gas sources being necessary for other pro- 
cesses. Also, In this particular example, a source 69 of a liquid material to be vaporized is provided. A vaporizing 

55 apparatus71 (thatalsooontrol8flow)provklesthedeslredf1owofvaporintotheinputconduit59, inacra 

with a Gonfaol signal from the system control 25. SimQarly, the high pressure gases 65 and 67 are delivered 
through individually controlled flow meters 73 and 75, respectively. An important control of the plasma 51 , and 
thus of the resulting film deposited on the substrate 13, is provided by the ability to adjust the proportions of 
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each gaseous component that is flowing through the inlet \ube 59 and into the deposition chamber 29. The flow 
meters 73 and 75 and vaporizing apparatus 71 each supply the system control 25 with an electrical signal pro- 
portional to the flow rate of gas through It and also responds to a signal from the system control 25 to adjust 
and control that flow rate. 

5 A primary goal of the system and procedures to be described in this section is to adapt the system described 
with respect to Figures 1 and 2 for use In a continuous, commercially feasible process that repeatably produces 
thin films having uniform characteristics. A speciflc example of such a system is described with respect to Fig- 
ures 3>7 herein, in this illustrative example, the liquid 69 is an organosincon. and the pressurized gases 65 and 
67 are oxygen and helium, re^)ectivety. The particular organosllicon chosen for illustration is hexamethyldisl- 

10 loxane (HMDSO). its structure being illustrated in Figure 4A The result of this example PECVD process Is a 
thin fDm that is very hard, scratch resistant, optically clear and adheres well to substrates. The diagnoses and 
control techniques about to be described with respect to a particular example have a wide and general appli- 
cation to numerous other specific plasma processes and starting gaseous materials in thin film deposition pro- 
cesses. 

IS Figure 3 is an example optical emission spedrum obtained by the spectrometer 21 of Figure 1 froni a 
plasma formed in the process chamber 29 from such a combination of gases. The intensities of three strong 
emission lines are measured and used to diagnose the characteristic of the plasma and then to make any adjust- 
ments to the relative proportion of the gaseous constituents that are required to maintain the plasnna in a desired 
condition. These lines are the hydrogen alpha line 81, at about 657.1 nanometers wavelength, the hydrogen 

20 beta line 83. at about 486. 1 nanometers wavelength, and a helium emission line 85, at about 501 .8 nanometers 
wavelength. Since these three emission peaks are very strong relatlvetothe intensity of the surrounding portion 
of tiie spectra, and are very narrow In bandwidth, the specbt}meter21 need have a resolution capability of only 
1 nanometer, which is well within ttie resolving power of commercially available instruments. 

In order to eliminate the effects of unknown variables and undesired optical signal noise, ratios of tiiese 

25 intensity levels are utilized to diagnose the plasma and control the process. In tills example, the ratio of the 
intensity of the hydrogen alpha line 81 to tiie intensity of the helium line 85 is used to control the rate of flow 
of tiie silicon source material vapor through the vaporizing apparatus 71 . When that ratio exceeds a reference 
value, the computer control system 25 causes the vaporizing apparatus 71 to decrease the rate of flow of the 
silicon material vapor, wittiout affecting the flow rates of the other gases. Also, if that ratio tells below the refer- 
so ence value, the vaporizing apparatus 71 is opened to increase the flow of the silicon source material vapor. 

A second ratio Uiat is utilized is of the intensities of two emission lines of a single atomic or molecular 
species in tfie plasma. In tills specific example, tiie intensities of tiie hydrogen alpha line 81 and ttie hydrogen 
bete line 83 are used. As explained below, tills ratio Is proportional to tiie average electron energy (average 
electron temperatore Te) of the plasma. If tills ratio, or the T, calculated from it, exceeds a reference value, the 

35 computer contix)! 25 causes the flow meter 73 to increase ttie flow of oxygen without affecting tfie rate of flow 
of the silicon source vapor or helium. If ttie intensity ratk), or tiie T«. calculated from it, fails below a reference 
value, the rate of oxygen flow is caused to decrease. A higher proportion of oxygen is believed to cause the 
average election energy to decrease by combination witii atomic hydrogen which is a primary source of elec- 
trons in this gaseous mixture. 

40 The nature of our example plasma will now be explored, and the relationship of the emission line intensity 
ratios to it will be explained. Figure 4A illustrates a molecule of tiie silicon source vapor. It is desired tiiat the 
portion Si^-Si be deposited on the substrate. As noted in Rgure 4A, the bond energy between the silicon and 
oxygen atoms is significantiy higher tiian the otiier bonds in the molecule. That bond strengtii is 8.31 electron 
volte. The bond between the silicon atom and the metiiyl group CH3 Is 4.53 electron volts. Figure 4B shows 

45 tiie methyl group with a carbon/hydrogen bond of 3.51 electron volte. Therefore, In a plasma having a distribu- 
tion of high energy electrons colliding with the silicon source molecules, tiiere is a high probability tiiat a collision 
of an electron with the molecule will cause a metiiyl group or hydrogen to be fractured away from ttie rest of 
ttie molecule without affecting ttie Si-O-Si component The oxygen Introduced Into ttie plasma is believed to 
combine witti the hydrogen and the carbon to fonm various gas and vapor compounds that are exhausted out 

50 of ttie deposition chamber 29 ttirough tiie diffusion pump 39. This is another benefit of the oxygen component 
of ttie plasma gas. In ttiis example, it is desired to minimize, or completely eliminate, any carbon flnom ttie depo- 
sited flim. An Inorganic ttiln flim is the goal. 

A theoretical Maxweliian distribution of tiie energies of a populatbn of electrons in ttie plasma is ghren in 
Figure 5. A solid curve 87 shows one such distribution. The electron population represented by curve 87 has 

55 an average energy T^. When the population of electrons have a higher enery , tiie distribution of energies shifts, 
such as shown by ttie dotted curve 89, but reteins ite basic shape. Similariy, if the overall energy of a population 
of electrons decreases, ttie curve shifte to a lower position, such as indtoated by ttie alternate curve 91 . 
It can be seen from Rgure 5 ttiat the proper position for the electron energy distribution curve is where the 
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density of electrons with energy sufficient to break the Si-C bond is much greater than the density of electrons 
having an energy great enough to undesirabty break the Si-0 bond. It can be seen from the shape of the curves 
of Figure 5 that this does Indeed occur, keeping in mind that the vertical electron density scale is a logarithmic 
one. Indeed, it has been found that the distribution represented by the solid line 67 is approximately optimum 

5 in the example being described, a of slightly over 1 .0 being desired. 

It will also be noted from Rgure 5 that the three emission lines discussed with respect to Rgure 3 are also 
represented. The hydrogen alpha line 93 is positioned at about 12 electron volts, the hydrogen beta line 95 at 
about 1 2.7 elecbDn vdts. and the helium line 97 at about 23 electron volts. These energies represent that which 
the hydrogen or helium atom must absorb from a collision with a free electron in order to emit the monitored 

10 wavelength of radiation when the atom relaxes from its excited state. 

Figure 6 shows an energy diagram from the hydrogen atom that shows this. A collision with an electron of 
more than 1Z 07 electron volts can cause the atom to become excited with its electron being moved from a 
ground energy quantum level n=0 to a higher energy quantum level n=3. When that excited electron falls to 
the n^ lower energy quantum level n==2, the hydrogen alpha wavelength line photon Is emitted. SImilarty, the 

IS hydrogen beta wavelength line photon is emitted when an excited hydrogen atom having collided with an elec- 
tron of energy greater than 12.73 electron vdts relaxes from its excited state, n=4 energy quantum level back 
to the n=2 energy quantum level. As a result, the intensities of these hydrogen emission lines is related to the 
density of electrons in the plasma having those energy levels. The ratio of the intensities of these hydrogen 
emisston lines then provides a ratio of those densities. This allows a Maxwellian electron density curve to effec- 

20 tively be fit to those two points, from which the average electron temperature T» may be determined. 

However, the high energy "tafl" of the electron energy curve of Figure 5 is desirably separately measured. 
The hydrogen line intensity ratio is suitable for defining the rest of the curve since the electron densities rep- 
resented by it are at energy levels in the main part of the energy distribution cun^e. But the density distribution 
at higher energy levels can at the same time drop off to veiy low levels. This is believed due to ineffective energy 

25 coupling. Therefore, a separate measurement at a high energy level Is also performed. In this example, a helium 
line of emission is chosen, and that is ratioed with one of the hydrogen lines, preferably the hydrogen alpha 
line, as a reference. This desired ratio is determined in advance of a deposition process, with the measured 
ratio being compared to that standard and any adjustments necessary being made in real time. 

A quantity of high energy electrons, represented by the "tail" of the curve of Figure 5. is generally desirable 

30 for directly impinging upon the substrate since it is known that this improves the hardness of the resulting depo- 
sited film through a higher degree of film cross-linking. Stress in the film also decreases, resulting in better adhe- 
sion of the film to the substrate. A low ratio in the plasma emission of the hydrogen alpha line intensity to that 
of helium predicts these beneficial results. 

Use of the helium emissbn line In forming this second ratk) is also advantageous since helium Is inert The 

35 gas does not combine with other gas components of the plasma. Any inert gas has this advantage, as well as . 
providing an emission line in the "tail" portion of the curve. An inert gas is used in this example primarily for 
facilitating an in^al source of electrons when the plasma is initiated by establishing the electric field. But it has 
this additional diagnostic use, as well. 

Once it is detenmlned from the measured intensities and ratios that the electron energy distribution curve 

40 of Figure 5 needs to be altered for a process being performed, it can be done in any of a number of ways. 
Increasing the excitation frequency of the power supply 17 tends to increase the average energy of the eleo- 
trons, at least up to a point where the electrons can no longer follow the rapidly changing electric field. The 
power of the supply 17 may affect the electron energy distribution, depending upon the precise geometry of 
the depositbn chamber, an increase In power increasing the electrical energy. Another variable that may be 

45 adjusted Is the total gas fiow which changes the residence time of molecules within the plasma and increases 
• the chance of collision. The pressure in the chamber 29 also affiects molecular energy, within limits. The tech- 
nique used in this specific example, however, keeps these variables at a constant level and instead changes 
the ratio of the flow rate of the individual gases into the reaction chamber 29. 

The determination of average electron temperature T^ from the ratio of the alpha and beta hydrogen emis- 

50 sion line Intensities Is very significant Others have suggested that the determination of electron temperature 
of a plasma from its emission spectra is very difficult. If not impossible. The mathematical relationships between 
electron temperature and the Intensity of a particular emission line have long been known. However, tiiese 
mathematical relationships also include additional unknowns such as molecular and electron densities in the 
plasma. With so many unknowns, it is impossible to use these equations directiy to accurately determine elec- 

55 tron temperahire from an intensity of an emission line. However, if tiie Intensities of two such emission lines 
from a single species witiiin the plasma are ratioed, as is the case with the ratio of the hydrogen alpha and 
beta lines, these other variables are mathematically canceled out and no longer affect the result This calcu- 
lation assumes a "cold" plasma, one where the average ion. energy is very low when compared to the average 
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electron energy. 

Referring to F'^ure 7, a flow chart is provided of a contrdling computer program that monitors the intensities 
of the three emission lines and make adjustments In the indwidua! gaseous component flow rates as required 
to maintain the electron temperature distribution within acceptable limits. The process of Figure 7 can best be 
5 described as several functional niodules. A first module 101 requires infbmnation of both the desired plasma 
parameters and those that actually exist It is preferable to enter a desired average electron temperature Te 
and then calculate what exists in the plasma, as shown in Figure 7, since this permits the process operator to 
deal with knovim quantities. However, since is proportional to the ratio of the hydrogen alpha and hydrogen 
beta emission lines, that ratio itself could more simply be substituted in the flow diagram of Rgure 7 v^ere 
10 appears. It would then be that line intensity ratio to which the process is adjusted. 

If the prefenred Te is maintained as a parameter In the system, a step 103 calculates that quantity. U.S. 
Patent Na 4,888,199, issued December 19. 1989, inventors Felts and l-opata included an Appendix that pro- 
vides source code in Basic language for an Apple Macintosh computer to perfomri the two calculations indicated 
in step 103. The computer program is incorporated herein by reference and contains material in which a daim 
15 of copyright is made by The BOC Group, I nc. , assignee of this application, which has no objection to the dup- 
lication of the said Appendix by photocopying and the like but reserves all other aspects of its copyright therein. 

Once the actual and desired quantities are in the system, a next module 105 of the processing algorithm 
looks at the Intensity ratk) between the hydrogen alpha and the helium emission lines. A first step 1 07 compares 
the actual and desired ratios. If they are within range, then the processing component 105 is omitted completely 
20 by jumping to a step 1 09 In the next module 117. However, if the desired and actual ratios are not equal, a step 
111 causes the vaporizing apparatus 71 to be adjusted to change the flow of silicon source vapor in a direction 
to move the compared ratfos doser together 

A step 113 of the module 105 checks to make sure that the calculated voltage is within the range of the 
vaporizing apparatus 71. If It is, the processing proceeds to a step 109. If not, the process loop of module 105 
25 is performed again. If the second calculatbn also results In a vdtage that is not within the range of the vaporizing 
apparatus 71, then the processing is stopped and an error message displayed for the operator, as indicated 
at 115. 

Once the silicon source vapor flow rate is adjusted, the next module 1 1 7 of the processing adjusts the flow 
of oxygen to the plasma in response to comparing the desired and adual T*. If those quantities are equal within 

30 an acceptable tolerance, then the processing loops back to the beginning module 101 and performs the data 
acquisition and comparison functions once again, and then steps through the remainder of the program. This 
constant monitoring of the plasma characteristics allows real time control of the plasma for unifonm film results 
and repeatability of flim properties from substrate to substrate. 

The program module 117 operates quite similariy to that of 105. If the newly calculated voltage for the 

35 oxygen supply flow meter is not within the range of that flow meter, as detenmined by the step 1 1 9, the calcu- 
lation is made once more in case sc»ne error occurred. If the voltage is not within the range the second time, 
the processing is stopped and an en^cr message displayed. Assuming, however, that the new oxygen flow meter 
valve control voltage is vyithin Its range, the processing is looped back to the beginning module 1 01 and repeated 
until the processing modules 101, 105 and 117 have been perfbmied for a total of four times. After tiie fourth 

40 time, and if the last calculation loop resulted in a further adjustment to the oxygen flow meter, a next module 
121 of processing is undertaken. After four times through the silicon source and oxygen flow rate adjustments, 
it is conduded that some other adjustment must be made. Of course, the precise number of processing cydes 
ttiatare allowed before going to the next calculation module 121 can vary. 

The module 121 also looks atT», but In tills case adjusts tiie helium gas flow to ttie plasma chamber. An 

45 Increase of ttie inert gas supply provides more electrons, and a decrease In the gas fewer electrons. The same 
check on tiie calculated voltage for tiie helium flow meter is nnade in tiie module 121 as in ttie modules 105 
and 117, in step 123. Once a proper adjustment to the helium flow is made, ttie processing again loops back 
to ttte beginning module 101 to start the cyde over again. 

Of course, there are many variations in tiie details of ttie process being described that can be changed 

50 virithout sacrifrcing the advantages provided by tiie basic emission line monitoring techniques tiiat are so 
implemented. The same techniques are used witii ottier gases. 

Plasma input variables of power of the supply 17 and pressure wittiln tiie chamber 29 are not induded In 
tiie algorithm of Figure 7 as quantities that are adjusted automatically. It has been found satisfactory to maintain 
thosequantitiesfbcedforatleast a large processing batch. This is preferably accomplished by setting tiie control 

55 system 25 to the desired power and pressure. The control 25 is provided witti standard capabQity of monitoring 
those quantities and adjusting them, if necessary to maintain the constant levels tiiat have been set 

The magnetron used In ttie plasma chamber 29 can be of a usual planar magnetron form, a representation 
of which is given in Figure 8A. A cross-sectional view of the nr»gnet structure 55 is provided at a vertical plane. 
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In plan view, the structure of Rgure 8 is elongated In a direction normal to the plane of the paper. 

The structure of Rgure 8A Is termed a balanced magnetron. Its magnetic lines of force 131 all travel be- 
tween one of the outer south magnetic poles and a central north pole. As is well known, electrons and ions 
travel in a spiral around a magnetic force line and along It. under influence of a combination of the magnetic 
5 field forces and the electric field forces formed by the cathode and the process chamber metal case. The 
cathode 57 is generally made of titanium or quartz, but sputtering is prevented from happening because of the 
higher pressure (that is, greater than the 1 to 5 microns of sputtering) used in the deposition system of Rgure 
2. 

An unbalanced magnetron that altematlvely can be utilized in the system of Figure 2 is shown in Rgure 

10 9Al Outside magnets 1 33 and 1 35 are arranged with a soft iron core 1 37 middle. Only the south magnetic poles 
are positioned against a cathode 57', the north pole faces being oriented away from the cathode. The result is 
that a substantia] proportion of the magnetic field lines follow a much longer path In extending between the mag- 
netic south and north pole regions. Only a small proportion of the force lines extend directly between the outer 
south pole faces and the central iron core piece. The result is a pattern of magnetic field lines, such as lines 

IS 139 of Figure 9A, which are directed towards the substrate 13, most of them substantjally perpendicular to its 
surface. The result is a beneficial bombardment by ions and electrons In the plasma against the surface of the 
substrate 13. This is known to Improve some properties of the resulting deposited film, such as its hardness. 
Also, the deposition rate has been found to be much better with an unbalanced magnetron structure of Figure 
9A rather than the balanced magnetron stmcture of F^ure 8A. 

20 The balanced and unbalanced magnetrons have their relative magnetic field strength distribution across 
the cathode indicated by diagrams of Figures 8B and 9B, respectively. As can be seen in Figure 8B, the mag- 
netic field strength in the center Is twice the field strength of the outer poles, in the unbalanced magnetron case 
of Rgure 9B, however, the center field strength is very weak compared to the field strength of each of the outer 
magnetic poles. This difference In field strength distribution across the cathode results in the different distribu- 

25 tion of the magnetic flux lines 139. 

The magnetron stmctures of Figures 6A and 9A are suitable for low firequency operation of the power supply 
17. An example firequency is 40 kHz. However, there can be some advantages from operating at a much higher 
firequency. such as in the radio frequency range of several megahertz. Such a high frequency system is 
schematically illustrated in Figure 10. A magnetron magnetic assembly 55" may be either of the balanced or 

30 unbalanced types described previously, the unbalanced type being preferred. The cathode 57" is in this case 
made of a non-conductive quartz material. A radio frequency generator 141 has its output coupled to the 
cathode 57" by a rod 143. An impedance matching networic 145 is connected between the RF generator and 
the coupling rod 143 in order to minimize any reflections from Impedance discontinuities at the cathode 57". 
The preferred vaporizing apparahjs for practicing the invention is described by U.S. Patent 4.847,469, 

35 issued July 11, 1989, inventors Hofimann et al., which description is incorporated herein by reference. 

All depositions exemplified were conducted by the general procedure now described and with an Alroo 
Solar Products ILS-1600 research coater with rolko-roll apparatus and two diffusion pumps. The chamber 
including load lock was evacuated to a base pressure of not greater than about 3 x 10-« Torr with the roll to be 
coated located In the machine. Meanwhile, the vaporizer was heated to a constant temperature of 1 00° C, had 

40 vaporized organosilicon therein, but was isolated firom the chamber until the gas inlet was opened. The vapor- 
izing apparatus was set for the desired flow reading of organosilicon. The desired gas flows of the additional 
components were set, and the pressure in the chamber was adjusted to the desired value by adjusting a baffle 
over the diffusion pump. After tiie pressure in the chamber stabilized, the power supply was turned on and adjus- 
ted to the desired value. Thus, the glow discharge plasma is established in the chamber. The pressure was 

45 again stabilized and adjusted If necessary. The desired process conditions were selected (power, current and 
voltage of the power supply, the pressure of tiie chamber, the gas flows, and the vaporizer pressure). An emis- 
sion spectrum firom the control program was used to find tiie appropriate hydrogen (alpha) to inert gas ratio. 
The helium and oxygen flows Into the chamber were adjusted until tiie desired hydrogen (alpha) to inert gas 
ratio was obtained. The substrate was then conveyed ttirough tiie plasma region by means of the roll coating 

50 apparatus for ttie desired coating thickness while continuing to monitor the process conditions and making 
appropriate adjustments according to the diagnostic metiiod. Once tiie desired film tiiickness was obtained, 
the system was shut down and the coated substrate removed. 

The following abbreviations wfll be used: 
PET - pdyethyleneterephthalate 

55 TMDSO -1.1,3,3-tetramethyldisilQxane 

SCCM - Standard cubic centimeters per minute 

ipm - Inches per minute 

Ha - Hydrogen alpha emission line at 657 nm. 
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Example \ 

An embodiment of the invention was prepared on a PET substrate having a thickness of 0.5 mfls. The 
organosilicon used was TMDSO. The process conditions selected were: 
5 Power 460 Watts 

Current 0.97 
Voltage 467 

Chamber Pressure 37 micfons 

Gas Stream Composition TMDSO (15 SCCM); Qz (45 SCCM); He (90 SCCM) 
10 Vaporizer Pressure 200 Ton- 

Hydrogen (alpha) to inert gas ratio 0.56 
Une Speed 18 ipm 

The Inventive film on this thin, flexible plastic substrate had a coating thidcness of less than or about 200 
A and was measured for gas transmission rates of slightly less than about 0.04 cc/IOOinVday of oxygen and 
IS about 0.04 g/100in2/day of water vapor. The silicon oxide film had a 0:Si concentration ratio of about 2:1. The 
film thickness and compositbn were determined by FTIR and/or electron spectroscopy for chemical analysis 
(ESCA). 

Example II 

20 

Gas transmission properties for the inventive fDms on flexible substrates are a function of film thickness, 
but thicker films do not necessarily provide better gas transmission properties on the thin, flexible substrates. 
We have discovered there are optimal ranges of thicknesses, depending upon the substrate, for providing 
maximal barrier properties. This point is Blustrated by having coated a 0.5 mOs thick PET substrate with varying 
25 thicknesses in accordance with the inventk>n and then measuring the oxygen transmission properties of each 
different thickness. The organosilicon used was TMDSO. The films were prepared in a manner analogous to 
Example I. but the duration of the deposition was controlled so as to result in the different thteknesses. Table 
I sets out the different thicknesses and the oxygen transmis^on for each. 

30 Table I 

Coating Oxygen transmission 

ThAcj^nQss fA) rcc/lQQinVdav^ 

35 



40 



1969 


1.24 


1400 


0.19 


1000 


0.12 


400 


0.06 


133 


0.04 


33 


1,96 


16 


4.14 


0 


7.00 



4S As can be seen by the data of Table I, the thin PET film with no coating had an oxygen transmission of 7 
cc/100in2/day while a coating in accordance with the invention (but having a thickness of only 16 A) reduced 
this oxygen transmission by about 40%. However, of particular interest is the fact that the best barriers were 
provided at coating thicknesses of 1 33 A and (slightly less better) 400 A. while even thicker coatings then began 
to provide less of a barrier to oxygen transmissions than the 133-400 A range coatings. 

SO Accordingly, this data shows that coatings of the inventton, when applied to a flexible material, provide thin 
film vapor bamers with excellent gas barrier performance at significantly reduced thicknesses than found with 
the typical inorganic based prior art coating. Because these gas banlers can be achieved at reduced thicknes- 
ses, productbh throughputs can be higher and associated costs lower in practicing the invention. 

While the invention has been described in connection with specific embodiments thereof, it wOl be under- 

55 stood that it is capable of further modifications, and this applicatbn is intended to cover any variations, uses 
or adaptations of the invention following, in general, the principles of the invention and including such depar- 
tures fjrom the disdoeure as come within the known or customary practice in the art to which the invention per- 
tains and as may be applied to the essential features hereinbefore set forth, and as faD within the scope of the 
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invention and the limits of the appended claims. 



Claims 

5 

I. A method of depositing a silloon oxide based fHm with vapour barrier properties comprising: 

providing a gas stream including a volatilized organosillcon compound, oxygen, and an inert gas; 

estatrfishing a glow discharge plasma derived from the gas stream in a prevtously evacuated cham- 
ber, the chamber including a substrate removably positionable in the plasma; and 
10 controllably flowing the gas stream into the plasma to deposit a layer of a silicon oxide onto the 

substrate when positioned in the plasma having a predelennined thickness of less than about 1000 A, the 
deposited silicon oxide being a reaction product of the gas stream, the chamber being maintained at a 
pressure of less than about 100 microns during the deposition. 

f5 2. A method according to Claim 1 in which tiie inert gas of the gas stream includes helium or argon. 

3. A method according to Claim 1 or Claim 2 in which the organosilicon compound Is 1 . 1 ,3,3-tetramethyldish 
loxane, hexamethyidisiloxane, vinyltrimethyisilane, methyltrimethoxysilane, vinyltrimethoxysilane, or 
hexamethytdisilazane. 

20 

4 A metiiod according to any preceding daim in which the deposited silicon oxide is substantially inorganic. 

5. A method according to any preceding claim in which the predetermined thickness is less than about 600 
A. 

25 

6. A metiiod according to any preceding claim in which the predetenmined thickness is selected to provide 
the sOicon oxide layer witii a oxygen transmission of less ttian about 0.1 cc/IOOinVday. 

7. A metiiod according to any preceding daim in which the predetermined tiiickness of\he sOicon oxide layer 
30 is between about 100 A to about 400 A. 

8. A metiiod according to any preceding daim In which tiie substrate is flexible. 

9. A metiiod according to Claim 8 in which ttie subsb^te has a tiiickness less tiian about 10 mils, and tiie 
35 layer forms a banier to oxygen transmissbn tiierethrough witii a oxygen transmissbn of less than about 

0.04 cc/100in2/day. 

10. An article comprising: 

a flexible polymer substrate defining a surface and a thin film canied by tiie surface, the polymer 
40 surface and thin film together having a permeability to oxygen gas theretiirough tiiat is less than about 

0.1 cc/100in2/day, the tttin film having a tiiickness less than about 1000 A. 

II. An artide according to Claim 10 in which the tiiin film is a substantially inorganic silicon oxide. 

45 12. An artide according to Claim 1 0 or Claim 1 1 in which tiie tiiin film tiiickness is less ttian about 600 A. 

13. An artide according to any one of Claims 10 to 12 in which tiie tiiin film tiiickness is between about 100 
A to about 400 A and tiie permeabOity is less ttian about 0.04 oc/IOOin^day. 

50 14. An artide according to any one of Claims 10 to 13 In which the substrate has a ttilckness of about 1 mil 
or less. 

15. An artide according to anyone of Claims 10 to 14 in which tiie substrate indudes polyettiyleneterephttia- 
late or pdycarbonate. 

55 
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